Introduction
The supramolecular chemistry of macrocycles is a burgeoning area of research that crosses traditional chemical, materials, and biochemical boundaries. 1 For example, the aggregation of metal porphyrins into stacks through exocyclic hydrogen-bonding interactions occurs in light-harvesting chlorosomal bacteriochlorophylls, and, as such, their mimics have potential application in optical devices and solar cells. 2 Furthermore, metal porphyrin complexes that incorporate exocyclic donor groups form the basis of a similar aggregation strategy in which capsular-shaped molecules are generated to provide unique, spatially-confined nanocavities suitable for catalyticreactions. 3 Also, calixarenes, calixpyrroles, and their derivatives have been used extensively as hosts to recognise guest molecules. 4 While the supramolecular chemistry of f-element macrocyclic compounds is less well developed, 5 the design and synthesis of functional lanthanide edifices are of potential use in imaging applications that make use of their optical and magnetic properties and in the extraction and separation of the f-elements from nuclear waste streams. 6 Furthermore, detailed spectroscopic and theoretical analyses of the electronic structures of directly related complexes of the lanthanides and actinides provide insight into the involvement of the f-orbitals in bonding. 7 We reported recently that the octadentate Schiff-base-pyrrole macrocycle H 4 L formed the uranyl Pacman complex [UO 2 (THF)(H 2 L)], 8 and that uniquely, the uranyl oxo-groups in this complex could be manipulated to interact with transition metals and to undergo reductive silylation. 9 As such, we reasoned that In contrast, the cerium cation in [Ce(THF) 2 environment, and this assignment is further corroborated by the X-ray crystal structure which shows that the macrocycle encapsulates the U IV cation (Fig. 1, right) . ‡ To accommodate the U IV cation the macrocycle is twisted laterally with an overall C 2 -symmetry which is crystallographically enforced (ca.35° angle between one arene hinge and an adjacent N 4 -donor plane). This causes the two arene groups that normally adopt faceto-face π-stacking motifs in the related Pacman-shaped structures to slip past each other; even so, these aryl groups are still essentially coplanar (dihedral angle 6.7°). The U centre has a distorted square-antiprismatic geometry with U-N(pyrrolide) bond distances of 2.474(10) and 2.459(10) Å, similar to those found in uranium porphyrin complexes (range 2.35-2.59 Å), 14 and U-N(imine) bond distances of 2.520 (9) All structures were solved using direct methods and refined using SHELXL in the WinGX software package. 18 All non hydrogen atoms were refined anisotropically and hydrogen atoms were assigned idealized positions and were included in structure-factor calculations.
